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(57) ABSTRACT

The present invention concerns a composition for a pyrotech-
nic compound that can be used as a thermal fuse in a gas
generator comprising a pyrotechnic charge, said pyrotechnic
compound having a self-ignition temperature that 1s lower
than that of the pyrotechnic charge of the generator so as to be
capable of mitiating combustion of the pyrotechnic charge 1n
the event of abnormal heating of the generator before said
pyrotechnic charge reaches its self-ignition temperature. This
composition 1s characterized 1n that 1t can be metered out and
deposited 1n the form of an adhesive onto any appropriate
support of the generator.

23 Claims, No Drawings



US 8,029,630 B2

1

PYROTECHNIC COMPOSITION THAT CAN
BE METERED OUT FOR USE AS A
THERMAL FUSE IN A GAS GENERATOR
AND A GAS GENERATOR INCLUDING A
COMPOUND HAVING SAID COMPOSITION

The present invention relates to the pyrotechnic generation
of gas. More particularly, 1t relates to self-igniting composi-
tions serving to trigger a gas generator for preventative pur-
poses when 1t 1s subjected to an abnormally high temperature.

By imitiating a pyrotechnic gas-generating charge termed
the principal charge, a gas generator can generate a quantity
of gas over a very short period of time to inflate a protective
bag, for example. During a sharp rise in temperature caused
by a fire, for example, the pyrotechnic charge of the generator
will not burn normally and may react violently or even
explode, exposing persons nearby to grave danger. To prevent
such accidental and uncontrolled initiation of the gas genera-
tor caused by abnormal heating, a pyrotechnic composition
acting as a thermal fuse triggers the principal gas generator
charge before that charge reaches its selif-ignition tempera-
ture. In order for such a composition to fully fulfill 1ts function
as a thermal fuse, a number of criteria must be satisfied. In
general, these criteria are as follows:

the composition acting as a thermal fuse must have a seli-

1gnition temperature that 1s significantly lower than that
of the gas generator composition;

the composition must be reproducibly disposed 1n a pre-

ferred thermal transfer zone so that self-ignition takes
place 1n a reproducible manner before the gas generator
composition functions;

for a low mass (generally less than 200 mg [milligrams]),

the composition must have a high enthalpy of reaction,
suificient to allow its 1nitiation while limiting 1ts impact
on the normal function of the generator.

In addition to those characteristics, the composition must
be capable of passing all of the mechanical and thermal quali-
fication tests for the generator and must perturb the normal
function of the generator as little as possible, for example as
regards ballistics or the toxicity of the gas that 1s generated.

The majority of formulations used as thermal fuse satisiy
the first and third critenia presented above. This 1s true of U.S.
Pat. No. 6,453,816 which describes a pyrotechnic composi-
tion used as a thermal fuse comprising a compound such as a
metal oxide and a compound selected from oxalates, peroxo-
disulfates, permanganates, nitrates, sulfamates, etc. The com-
position may comprise an explosive such as oxynitrotriaz-
olone (ONTA) or guamidine nitrate. The composition
described in that document may be mixed with the principal
pyrotechnic charge of the gas generator, optionally using a
binding agent. In that event, the composition may represent
0.1% to 20% and preferably 0.1% to 5% of the total mass of
the principal pyrotechnic charge of the gas generator. That
patent also envisages that the composition used as a thermal
fuse may be separate from the principal pyrotechnic charge.
In that event, the composition must be disposed 1n a zone that
1s particularly thermally exposed 1n order to be capable of
being triggered prior to the principal pyrotechnic charge in
the event of abnormal heating of the gas generator. The com-
position may then take the form of pellets.

The above-mentioned patent emphasizes that the compo-
sition, for example 1n the form of pellets, must be placed in a
thermally exposed zone. However, 1t does not mention any
means for integrating the pellets. This 1s important since it
may have a substantial influence on the function of the gas
generator as regards self-ignition, and on 1ts cost. With a
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composition 1n the form of pellets, 1t 1s 1 fact difficult to
obtain reproducibility 1n the function of the thermal fuse
composition.
U.S. Pat. No. 5,834,679 describes formulations used as a
thermal fuse:
that can be metered out (measured out) and deposited
because an auxiliary substance 1s used in them: a sol-
vent, which may be aqueous or organic. Said solvent
renders positioning possible but makes positioning per
se much more difficult (because the solvent must be
climinated: a drying out of the deposited composition
has to be carried out). Further, an aqueous solvent can
cause problems with corrosion (hence the envisaged use,
in that US patent, of a protective layer), while an organic
solvent involves handling volatile organic compounds
(VOCs), which 1s difficult;

with a small amount of binder (said binder represents at
most 5% by weight of the composition and 1n such an
amount cannot provide adequate binding).

Thus, the aim of the mvention 1s to propose a pyrotechnic
composition itended for use as a thermal fuse 1n a gas gen-
erator, that can readily be integrated into said pyrotechnic gas
generator and that has entirely reproducible behaviour during
the self-ignition function of the gas generator.

This 1s achieved by a composition for a pyrotechnic com-
pound that can be used as a thermal fuse 1n a gas generator
comprising a pyrotechnic charge, said pyrotechnic compound
having a self-1gnition temperature that 1s lower than that of the
pyrotechnic charge of the gas generator, so as to be capable of
initiating combustion of the pyrotechnic charge 1in the event of
abnormal heating of the generator before said pyrotechnic
charge reaches 1ts self-1gnition temperature, said composition
being characterized in that it includes a binder, said binder
being selected from the epoxy family or polybutadiene fam-
1ly, said binder being present 1n the composition 1n a prede-
termined amount so that said composition can be metered out
and deposited 1n the form of an adhesive onto any appropriate
support of the generator.

In accordance with the mvention, the pyrotechnic compo-
sition per se (without addition of solvent) can be metered out
and can be deposited like an adhesive, that allows 1t to be
positioned easily 1n the gas generator without the need for
specific integration means.

The composition of the invention may, for example, be
deposited, using a dosing device, in the form of an adhesive,
in the desired amount and at the desired location 1n the gas
generator thereby ensuring good thermal contact with the
support onto which 1t 1s deposited. Good thermal contact and
the possibility of bonding the composition to a heat conduct-
ing metallic part of the generator improves the function of the
gas generator as regards seli-ignition, compared with genera-
tors using existing solutions. The solution of the invention can
function properly even in the event of the resulting compound
having a high selt-1ignition temperature, higher than the seli-
1gnition temperatures of pellets or powders.

In accordance with the invention, the composition of the
invention 1s distinguished from conventional formulations
used i automotive safety as regards 1ts functional character-
istics. The composition of the invention does actually not
need to satisiy certain specific criteria regarding automotive
safety. Examples of these criteria are the search for a particu-
lar combustion rate or the need to obtain low-toxicity gases.
The composition of the invention merely needs to:

resist thermal and mechanical stresses exerted on the gas

generator;

be compatible with the gas-generating pyrotechnic charges

present 1n the gas generator;
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have a self-1ignition temperature that 1s as low as possible.

According to the invention, then, a composition 1s obtained
that 1s completely stable at 110° C. and that reacts rapidly and
exothermically above a temperature T of more than 110° C.
and as close as possible to 110° C. (between 155° C. and 185°
C. for the majority of the test compositions of the invention).
The temperature of 110° C. corresponds to a temperature of a
stability test routinely carried out for formulations used 1n
automotive safety.

The pyrotechnic composition of the invention 1s character-
ized by the nature of the binder that 1t contains and by the
amount of binder therein. Said binder 1s selected from the
family of epoxy compounds or the family of butadienes
(cross-linkable binders, thermosetting binders); 1t 1s present
in an amount such that the composition can be metered out
and deposited 1n the form of an adhesive (without the use of a
solvent). It 1s used 1n a quantity that ensures 1t functions as an
adhesive.

In the compositions, said binder carries out three functions:

cohesion of charges;

active participation in the pyrotechnic reaction; and

as an adhesive on the support (directly on the support. A

priori, there 1s no need to provide a protective and/or
gripping layer).

To this end, said binder 1s generally present 1n an amount of
at least 15% by weight of the total composition weight.

It 1s advantageously present 1n an amount of less than 30%
by weight, more advantageously present 1n an amount of less
than 25% by weight of the total composition weight. In any
event, 1t 1s used 1n a reasonable amount that 1s compatible with
the combustion characteristics desired for said composition.

The amount of binder varies depending on the exact nature
of the binder. The principal criteria for selecting a binder are
the mixture feasibility for the intended amount of charge,
compatibility with the charges at a temperature o1 110° C. and
obtaining brisk combustion for a low mass, allowing 1nitia-
tion of the gas generator composition.

After being deposited on its support, the composition hard-
ens by cross-linking.

In accordance with the invention, the binder acts as a depo-
sition vector and participates 1n combustion of the composi-
tion as a reducer. However, it has no intluence as regards
reaching a low self-ignition temperature. The low seli-1gni-
tion temperature 1s obtained because of the charges that are
introduced 1nto the binder.

In a first implementation of the imnvention, the composition
comprises an oxidizer/reducer mixture. Such an oxidizer/
reducer mixture must allow the correct self-ignition tempera-
ture to be obtained.

In a preferred variation of this first implementation, the
binder 1s an epoxy binder, the selected oxidizer 1s an alkali
metal chlorate and the reducer 1s a sugar. In this variation, the
suificient self-ignition temperature 1s obtained by the combi-
nation of the alkali metal chlorate and the sugar.

In accordance with a feature of this variation the binder, for
example an epoxy resin, 1s present 1n a percentage by weight
in the range 18% to 22% of the total composition weight.

In accordance with a further feature, the alkali metal chlo-
rate 1s sodium or potassium chlorate and 1t 1s present 1n a
percentage by weight in the range 30% to 50% of the total

composition weight.

In accordance with a further feature, the sugar 1s present in
a percentage in the range 15% to 25% by weight of the total
composition weight.
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In accordance with a further feature of this variation, the
composition comprises aluminum and an alkali metal per-
chlorate to improve combustion and enhance the calorimetric
potential.

In accordance with a further feature, the aluminum 1s
present 1n a percentage by weight 1n the range 5% to 15% of
the total composition weight.

In accordance with a further feature, the alkali metal per-
chlorate 1s potasstum perchlorate, said compound being
present 1n a proportion of less than 20% of the total compo-
sition weight.

In accordance with a second implementation, the compo-
sition comprises an oxidizing compound and a decomposi-
tion catalyst for said oxidizing compound.

In accordance with a feature of said second implementa-
tion, the binder 1s an epoxy resin, the oxidizer 1s ammonium
perchlorate and the decomposition catalyst 1s a ferrocene
compound.

In accordance with a further feature, the epoxy resin 1s
present 1n a percentage by weight in the range 15% to 30%,
advantageously in the range 16% to 25% of the total compo-
s1tion weight.

In accordance with a still further feature, the ammonium
perchlorate 1s present in a percentage by weight in the range
60% to 88%, advantageously 1n the range 68% to 88% of the
total composition weight.

The invention also proposes a gas generator 1n which a
compound acting as a thermal fuse can readily be integrated
into a zone that 1s particularly thermally exposed.

This aim 1s achieved by a pyrotechnic gas generator com-
prising a principal pyrotechnic gas-generating charge that
can, for example, intlate a protective bag, said generator being
characterized in that it comprises a self-igniting pyrotechnic
compound having a composition as defined 1n one of the
above implementations, and that has a self-1gnition tempera-

ture that 1s lower than that of the principal pyrotechnic charge.
The invention 1s 1llustrated 1n the following examples:

EXAMPLE 1

Starting materials % 1n composition
Epoxy binder 15 to 30
Ferrocene type decomposition 2to 3
catalyst

Aluminum 0to4

Iron oxide 0to 2
Ammonium perchlorate 60 to &8

The mixture of ammonium perchlorate with different grain
s1izes and the amount of binder allows the rheology of the
paste obtained during mixing of the starting materials to be
adapted to the deposition needs and to the need for storing the
composition throughout 1ts service life.
The mean principal characteristics as regards the thermal
fuse aspect of the formulations of Example 1 are as follows:
self-1gnition temperature on progressive heating at a rate of
5° C./min [degrees Celsius per minute] in the range 180°
C. to 190° C.;

DSC decomposition peak, 5° C./min, peak onset at about
180° C.;

thermal stability acquired during vacuum stability test at
110° C.;

function preserved after 400 h [hours] at 107° C.
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In Example 1, the self-ignition temperature was obtained
by reducing the ammonium perchlorate decomposition tem-
perature using decomposition catalysts. The epoxy binder
acted as a reducer during combustion.

EXAMPLE 2
Starting materials % 1n composition
Epoxy binder 18 to 22
Sodium chlorate 30 to 50
Potassium perchlorate 0 to 20
Sugar 15 to 25
Aluminum 5to 15

The mean characteristics as regards the thermal fuse aspect
of the formulations of Example 2 are as follows:
self-1gnition temperature on progressive heating at a rate of
5° C./min 1n the range 178° C. to 185° C.;

DSC decomposition peak, 5° C./min, peak onset at about
180° C.;

thermal stability acquired during vacuum stability test at
110° C.;

function preserved after 400 h at 107° C.

In Example 2, the self-ignition temperature 1s obtained
using the couple chlorate/sugar which in the absence of
binder could produce selif-ignition at about 160° C. The
sodium chlorate could be replaced by potassium chlorate.

Coating the chlorate with a binder could produce a com-
position that 1s compatible with oxidizers based on ammo-
nium 1ons (such as ammonium perchlorate).

The DSC (differential scanning calorimetry) test used in
Examples 1 and 2 above 1s a thermal analysis method that can
measure the heat released or absorbed by a substance as a
function of a programmed temperature rise (in Examples 1
and 2, a rise of 5° C./minute). This method can, for example,
measure specific heat, reaction enthalpy, or phase change
energy.

The mvention claimed 1s:

1. A pyrotechnic composition that can be used as a thermal
fuse 1n a gas generator, the gas generator comprising a pyro-
technic charge, said pyrotechnic composition having a seli-
1gnition temperature that 1s lower than a self-ignition tem-
perature of the pyrotechnic charge of the generator so as to be
capable of imtiating combustion of the pyrotechnic charge 1in
the event of abnormal heating of the generator before said
pyrotechnic charge reaches the self-ignition temperature of
said pyrotechnic charge, said composition comprising a
binder, said binder being selected from the epoxy family of
compounds or the polybutadiene family of compounds, said
binder being present 1n the composition 1n an amount of at
least 15% by weight based on the total weight of the compo-
sition,
wherein the composition does not include a solvent, and
wherein the composition 1s configured such that the com-

position can be metered out and deposited 1n the form of

an adhesive onto a support of the generator without an
addition of a solvent.

2. The composition according to claim 1, wherein the
binder 1s present in the composition in an amount of less than
30% of the total composition weight.

3. The composition according to claim 1, further compris-
ing an oxidizer/reducer mixture.

4. The composition according to claam 3, wherein the
binder 1s an epoxy type binder, in that the oxidizer 1s an alkali
metal chlorate and 1n that the reducer 1s sugar.
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5. The composition according to claim 4, wherein the
epoxy type binder 1s present in the composition in an amount
of 18% to 22% of the total composition weight.

6. The composition according to claim 4, wherein the alkali
metal chlorate 1s sodium or potassium chlorate and 1s present
in the composition 1n an amount of 30% to 50% of the total
composition weight.

7. The composition according to claim 4, wherein the sugar
1s present 1n the composition 1 an amount of 15% to 25% of
the total composition weight.

8. The composition according to claim 4, which comprises
aluminum and an alkali metal perchlorate.

9. The composition according to claim 8, wherein the alu-
minum 1s present 1 the composition 1n an amount of 5% to
15% of the total composition weight.

10. The composition according to claim 8, wherein the
alkali metal perchlorate 1s potassium perchlorate and 1s
present 1n the composition 1n an amount of less than 20% of
the total composition weight.

11. The composition according to claim 1, further compris-
ing an oxidizing compound and a decomposition catalyst for
said oxidizing compound.

12. The composition according to claim 11, wherein the
binder 1s an epoxy type binder, the oxidizer 1s ammonium
perchlorate and the decomposition catalyst 1s a ferrocene
compound.

13. The composition according to claim 12, wherein the
binder 1s present 1in the composition in an amount of less than
30% of the total composition weight.

14. The composition according to claim 12, wherein the
ammonium perchlorate 1s present in the composition 1n an
amount of 60% to 88% of the total composition weight.

15. A pyrotechnic gas generator comprising:

a gas-generating pyrotechnic charge, and

a composition 1n accordance with claim 1,

wherein the self-1gnition temperature of the composition 1s

lower than a self-ignition temperature of said gas-gen-
erating pyrotechnic charge.
16. The composition according to claim 2, further compris-
ing an oxidizer/reducer mixture.
17. The composition according to claim 5, wherein the
alkal1 metal chlorate 1s sodium or potassium chlorate and 1s
present in the composition 1n an amount of 30% to 50% of the
total composition weight.
18. The composition according to claim 9, wherein the
alkali metal perchlorate 1s potassium perchlorate and 1is
present 1n the composition 1n an amount of less than 20% of
the total composition weight.
19. The composition according to claim 2, further compris-
ing an oxidizing compound and a decomposition catalyst for
said oxidizing compound.
20. The composition according to claim 13, wherein the
ammonium perchlorate 1s present in the composition 1n an
amount of 60% to 88% of the total composition weight.
21. The composition according to claim 1, wherein the
self-1gnition temperature of the composition 1s about 155° C.
to about 185° C.
22. A method of producing a pyrotechnic gas generator that
contains a gas-generating pyrotechnic charge, comprising:
depositing a pyrotechnic composition onto a support of the
pyrotechnic gas generator using a dosing device,

wherein the pyrotechnic composition comprises a binder
that 1s selected from the epoxy family of compounds or
the polybutadiene family of compounds, the binder
being present n the pyrotechnic composition i an
amount of at least 15% by weight based on the total
weilght of the pyrotechnic composition,
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wherein the pyrotechnic composition has a self-ignition an adhesive onto the support of the generator without an
temperature that 1s lower than the self-ignition tempera- addition of a solvent.
ture of the gas-generating pyrotechnic charge, and 23. A thermal fuse, comprising the composition of claim 1.

wherein the pyrotechnic composition does not include a
solvent and 1s configured such that the pyrotechnic com- 5
position can be metered out and deposited in the form of I I
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